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TI Regioselectivity in the C-alkylation of triethyl 3 -methyl-4-phosphonobut-2 - 
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AB The reaction of tri-Et 3-methyl-4-phosphonobut-2-enoate (1) with three 
alkyl halides, RX (R = Pri, Me2CHCH2CH2, and C-C5H9; X = Br, I) in the 
system KOH (solid) -DMF-Bu4NBr at -20° gives exclusively products of 
alkylation at C(2) with A2 and/or A3 position of the double 

bond. Under the same conditions, the reaction of 1 with Mel gives a mixture 
of products with different substitution patterns. Only the use of an ion 
pair extraction technique affords 2 -methyl -A2 -products selectively, 
albeit in rather moderate yields. The Horner-Emmons olefination of PhCHO 
with the resulting phosphonates gives Et 2 -alkyl-3 -methyl- 5 -phenylpenta- 
2 , 4-dienoates in high yields. 
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Nitrile oxide cycloaddns. to readily available allylic diphenylphosphine 
oxides [Ph2P(0)CHRlCH:CH2; Rl = H, Me, Et, Pr, isobutyl] proceeded 
regioselectively and stereoselectively to give 5-(l*- 

diphenylphosphinoyalkyl) isoxazolines [I and II; Rl as above, R2 = Et, Pr, 

hexyl, Ph, Me, C02 Et , ( CH2 ) nC02Me , n = 2,3]. These heterocycles were 

reduced to 5-amino-p-hydroxyalkyldiphenylphosphine oxides (III 

and IV; Rl, R2 as above) using a combination of sodium borohydride and 

nickel (II) chloride. Stereospecif ic elimination of diphenylphosphinic 

acid from the reduction products using sodium hydride in N, N- dimethyl formamide 

gave homoallylic primary amines (V and VI; Rl, R2 as above) of defined 

stereochem. 



